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Abstract: To make better use of fiber reinforced polymer composites in automotive applications,
a clearer knowledge of its interfacial properties under dynamic and thermal loadings is necessary.
In the present study, the interfacial behavior of glass fiber reinforced polypropylene (PP) composites
under different loading temperatures and strain rates were investigated via molecular dynamics
simulation. The simulation results reveal that PP molecules move easily to fit tensile deformation at
higher temperatures, resulting in a lower interfacial strength of glass fiber–PP interface. The interfacial
strength is enhanced with increasing strain rate because the atoms do not have enough time to relax
at higher strain rates. In addition, the non-bonded interaction energy plays a crucial role during the
tensile deformation of composites. The damage evolution of glass fiber–PP interface follows Weibull’s
distribution. At elevated temperatures, tensile loading is more likely to cause cohesive failure because
the mechanical property of PP is lower than that of the glass fiber–PP interface. However, at higher
strain rates, the primary failure mode is interfacial failure because the strain rate dependency of PP
is more pronounced than that of the glass fiber–PP interface. The relationship between the failure
modes and loading conditions obtained by molecular dynamics simulation is consistent with the
author’s previous experimental studies.
Keywords: interface; polymer-matrix composites (PMCs); adhesion; molecular dynamics simulation
1. Introduction
With the increasing demand for eco-friendly transportation systems, lightweight continuous
fiber reinforced thermoplastic composites (CFRTCs) have attracted great interest in the automotive
industry due to their specific properties, such as excellent corrosion resistance, superior mechanical
properties, and high strength-to-weight ratio [1–3]. Composite structures for automotive applications
are often subjected to many different and complex loading conditions, including highly dynamic and
thermomechanical loadings [4,5]. The mechanical properties of CFRTCs are related to the properties of
reinforcing fiber, matrix, and fiber–matrix interfaces. Rafiee et al. [6,7] reported that the simultaneous
enhancement of fiber and matrix could benefit the materials of laminated composites. Meanwhile, the
morphological features of the matrix may enhance the stress transfer capability across the fiber–matrix
interface [8]. Generally, most of the commonly applied thermoplastic matrix systems are sensitive to
loading rate and temperature, thus also affecting the resulting composites properties and its interface.
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According to the interface transfer theory [9], the fiber–matrix interface is responsible for the mechanical
behavior of composites by affecting the transfer of load from the matrix to the fibers. Furthermore, it is
found that the damage of composites structures most often initiates and propagates from the changes
at the fiber–matrix interface [10,11]. Obviously, the fiber–matrix interfacial property severely restricts
the design and application of CFRTCs. Therefore, to make a better use of CFRTCs in automotive area,
changes in the fiber–matrix interfacial property under highly dynamic and thermal loadings must
be understood.
So far, considerable attentions [4,12–15] have been paid on the overall mechanical properties
of bulk composites with respect to the different loading conditions, like loading temperature and
strain rate. The loading mode is shown in Figure 1a. They demonstrated that the matrix-dominated
properties and failure mechanisms of bulk composites are significantly temperature and strain rate
dependent. Meanwhile, micromechanical test methods, such as the micro-bond method, the single
fiber pull-out test and the single fiber fragmentation test, were also performed on micro-CFRTCs
(as shown in Figure 1c) to obtain the interfacial shear strength of composites under various loading
conditions. The results achieved from these studies [16–19] suggest that the fiber–matrix interface is
particularly vulnerable to loading temperatures and rates. The previous investigations have provided
useful information on the interfacial properties of CFRTCs about temperature dependency and strain
rate dependency through using scanning electron microscopy (SEM), atomic force microscopy (AFM),
micro- and macromechanical test methods, but some limitations and challenges have still yet to be
solved. It is well known that the size of fiber–matrix interphase region is down to several nanometers,
as shown in Figure 1d. Thus, it is difficult to identify the properties changes at the fiber–matrix interface
at the molecular scale due to the current limitations in experimental techniques.
In recent years, molecular dynamics (MD) simulation has been increasingly employed to investigate
the fiber–matrix interface property of composites from a viewpoint of atomistic level. Niuchi et al. [20]
investigated the tensile stress and fracture energy between phenolic resin and carbon fiber with
different surface properties through the MD method. Koyanagi and co-workers [21] evaluated the
mechanical properties of three types of interface, i.e., carbon/vinyl ester resin, carbon fiber/epoxy resin,
and carbon fiber/polyimide resin via a microbonding test and normal stretching MD simulations.
They claimed that the experimentally-obtained interfacial strengths of three systems followed the same
orders as the numerically-obtained interfacial energies. However, the numerically-obtained interfacial
strength tends to overestimate the experimental values. Tam et al. [22,23] investigated the interfacial
properties and debonding process of a carbon fiber–epoxy interface in hygrothermal conditioning.
Their findings contribute to the nanoscale insight into interfacial deterioration mechanism of CFRTCs
in hygrothermal environment. The above studies have provided meaningful information about the
interactions between fiber and matrix at the molecular level. Nevertheless, to the authors’ knowledge,
the microscopic details of interfacial structure, stress, and debonding process of the fiber–matrix
interface under different loading temperatures and strain rates have not been understood.
The objective of this paper is to investigate the interfacial mechanical behavior of a glass
fiber–polypropylene interface (glass fiber–PP interface) of composites exposed to different loading
temperatures and strain rates by using MD simulation. The molecular interface model consisting of
glass fiber, a silane sizing layer, and polypropylene matrix is firstly built. Uniaxial tensile deformation
simulations are performed on the interface models. The stress–strain response, density, interfacial
energy, and fracture energy of the glass fiber–PP interface are estimated. Fracture mechanisms
associated with loading parameters are also investigated during tension process.
Polymers 2019, 11, 1766 3 of 18
Polymers 2019, 11, x FOR PEER REVIEW 3 of 18 
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EP500V) supplied by LyondellBasell company (Houston, TX, USA), was chosen as a matrix for 
CFRTCs. The melting temperature of PP resin is 168 °C. The reinforcement for CFRTCs is the E-glass 
fabric provided by P-D Glasseiden GmbH (Oschatz, Germany). The silane coupling agent of γ-
Aminopropyltriethoxysilane (γ-APS) was selected as glass fiber sizing. 
Before constructing the fiber–PP interface model, atomistic models of PP matrix, silane sizing, 
and glass fiber were separately constructed, as shown in Figure 2. PP matrix was built as a rectangular 
cuboid with dimensions 5 × 5 nm2 in length and width. The other important settings about PP matrix, 
including the number of chains, degree of polymerization, total amount of atoms, initial density, and 
box size, are listed in Table 1. The box size of sizing layer was set as 5 × 5 × 1.56 nm3 with 100 γ-APS 
molecules distributed randomly. Taking the same approach with references [25,26], the amorphous 
SiO2 (a-SiO2) structure was employed to represent glass fiber at the atomic level. The dimensions of 
glass fiber were 5 × 5 × 2.49 nm3. In order to obtain an irregular arrangement of SiO2 atom model to 
match the actual situation closely, a melt-anneal procedure was used to simulate a 5400-atom-
crystalline amorphous SiO2 (α-SiO2) structure at the temperature of 2000 K, following by some 
suitable operations to optimize the spatial structure of the molecule. Finally, boxes of glass fiber, 
silane sizing, PP matrix, and a vacuum layer with a thickness of 2 nm were sequentially placed in the 
order from bottom to top to form a complete simulation system. The size of the initial simulation box 
is 5 × 5 × 20.8 nm3, as shown in Figure 3. The periodic boundary conditions (PBC) were applied to the 
x- and y-axis to replicate the large aspect ratio of polymer particles, while the free boundary 
conditions were applied to the z-axis so that the whole system can be effectively compressed during 
the following process. 
Figure 1. Structural hierarchy of damaged glass fiber reinforced thermoplastic composites from macro-
to nanoscale: (a) macroscale composite sample; (b) mesoscale cross-section; (c) microscale fiber–matrix
interface with size down to several nanometers; and (d) nanoscale interface with matrix molecule and
amorphous SiO2.
2. Simulation Model and Methodology
2.1. Molecular Model and Force Field
2.1.1. Model Constructing
Polypropylene (PP) is one of the most promising matrix materials for CFRTCs used in automotive
area because it possesses excellent specific properties, like high p ce-performance ratio, low processi g
temperature, nd low water ab orption [24]. Thus, in this study a PP (Mopl n EP500V) suppl ed
by LyondellBasell company (Houston, TX, USA), was chosen as a matrix for CFRTCs. The melti g
temperature of PP resin is 168 ◦C. The reinforcement for CFRTCs is the E-glass fabric provided by P-D
Glasseiden G bH (Oschatz, Ge many). The silane coupling agent of γ-Aminopropyltrie oxysilane
(γ-APS) was selected as glas fiber sizing.
Bef re constructing the fiber–PP interfa e model, atomistic models of PP matrix, silane sizing,
and glass fiber were separately construc d, as shown in Figure 2. PP matrix was built a a rectangular
cuboid with dimensions 5 × 5 nm2 in length and idth. The other important settings bout PP matrix,
inclu ing the number of chai s, degree of polymerization, total a ount of atoms, initial density, and
box size, ar listed in Table 1. Th box size f sizing layer was set as 5 × 5 × 1.56 nm3 with 100 γ-APS
molecules distributed randomly. Taking the ame approach wi h references [25,26], the amorphous
SiO2 (a-SiO2) str cture was employed to represent glass fiber at th atomic level. The dimensions of
glass fiber were 5 × 5 × 2.49 nm3. In order to obtain n irregular arr ngement of SiO2 atom m del to
match the actual situation closely, a melt-anneal procedu e was used to simula e a 5400- -crysta line
amorphous SiO2 (α-SiO2) structure at the temperature f 2000 K, following by so e suitable operations
to optimize the spatial structure of the molecule. Finally, boxes of glass fiber, silane sizing, PP matrix,
and a vacuum layer with a thickness of 2 nm were sequentially placed i the order from bottom to
top to form a co plete simulation system. The size of the initial simulation box is 5 × 5 × 20.8 nm3,
as shown in Figure 3. The periodi boundary conditions (PBC) were applied to the x- and y-axis to
replicate the large aspect ratio of polymer particles, while the free boundary conditions wer applied
to the z-axis so that the whole system can be effectively co pressed during the following process.
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Table 1. Main parameters of polypropylene (PP) atomistic models.
Polymeric
Material
Number of
Chains
Degree of
Polymerization
Total Amount
of Atoms
Initial Density
(g/cm3) Box Size (nm)
PP 50 38 17176 0.9 5 × 5 × 5.9
Glass fiber reinforced polypropylene composites (glass fiber/PP composites) was produced by hot
compression technique. The processing parameters in this simulation work were set in accordance
with our previous experimental study [27]. To be specific, hot compression was applied on the
initial simulation system under the pressure of 1 MPa and the temperature of 210 ◦C. The fiber–PP
interface was formed after the whole system was cooled to room temperature, as shown in Figure 3.
The dimensions of the complete, relaxed fiber–matrix interface model were 5 × 5 × 14.4 nm3.
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2.1.2. Force Field
The intermolecular and non-bonded interactions between atoms in the glass fiber–PP interface
were described by the consistent valence force field (CVFF), which has been gradually applied to a
variety of polypeptides, proteins, and a large number of organic molecular systems. In recent years,
CVFF has been broadly used to study the interfacial properties of polymer-substrate interfaces [28,29].
In this work, bonding stretching potential, angular bending potential, and torsion potential were
chosen. Standard Lennard–Jones 12-6 potential and Coulomb pairwise interaction were employed to
describe the non-bond interactions between glass fiber and PP. The energy function of CVFF potential
is shown as Equation (1).
E = Ebond + Eangle + Etorsion + Eimproper + Evdw + Ecoul
=
∑
bond
Kb(b− b0)2 + ∑
angle
Ka(θ− θ0)2 + ∑
torsion
Kt[1+ s cos(n∅t)]
+
∑
improper
Ko[1+ s cos(n∅i)] +
∑
i j
4εi j
[(σi j
r
)12 − (σi jr )6]+∑
i j
qiq j
εri j
(1)
whereEbond, Eangle, Etorsion, Eimproper are the functional term of bond stretching, angle bending, dihedral
angle torsion, respectively. Eimproper is the improper of the bonded interaction. Evdw and Ecoul are the
van der Waals and Coulombic, respectively. In Equation (1), the Kb, Ka, Kt and ε are the constants of the
bond stretching potential, angular bending potential, torsion potential, and non-bonded interaction,
respectively. Parameters are derived from the lattice constant and adhesive energy of SiO2 atom.
The cut-off distance of both potentials in non-bonded interaction is 1.25 nm.
2.2. Dynamics Simulations
In this work, all the MD simulations were performed using the open source code LAMMPS
(large-scale atomic/molecular massively parallel simulation) [30].
2.2.1. Equilibration Stage
To get an equilibrium structure of a fiber–PP interface, a series of simulations were taken. At the
beginning, similar procedure was repeated on fiber and PP molecules using three algorithms, steepest
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descent, conjugate gradient and Newton methods with 10,000 iterations, which can minimize the total
potential energy of glass fiber/PP composites system. Specially, the PP box was annealed from 300
to 500 K and then back to 300 K with a temperature gradient of 40 K/ps, leading to a lower overall
stress. It is necessary to rebalance the total energy of composites system before starting uniaxial
tensile simulations, which could improve the accuracy of calculation results. Hence, the glass fiber/PP
composites system was firstly relaxed in a microcanonical NVE ensemble with the Langevin method
for 20 ps (∆t = 1 fs). Subsequently, the system was relaxed in an isothermal-isobaric NPT ensemble
at a target temperature and 1 atm for 40 ps (∆t = 1 fs). The purpose of this step is to achieve a
stress-free state.
2.2.2. Uniaxial Tensile Deformation
Followed by equilibration, a series of uniaxial tensile simulations were conducted to determine
the tensile response of fiber–PP interface under different loading temperatures and strain rates. To be
specific, the tensile behavior at the loading temperatures of 250 K, 298 K, 363 K, 403 K, and the strain
rate of 2 × 1011 s−1 were carried on to investigate the effect of loading temperature. Four strain rates,
1 × 1011 s−1, 2 × 1011 s−1, 3 × 1011 s−1, and 4 × 1011 s−1 were chosen to study the effect of strain rates
at the loading temperature of 298 K. During tensile process, an isothermal-isobaric NPT ensemble
was applied with the temperature kept at loading temperature correspondingly for 10 ps (∆t = 0.1 fs).
In addition, the stress–strain curves obtained from the above simulations were smoothed using the
Savitzky–Golay method to eliminate the fluctuation.
2.3. The mobility of Polymer Molecular Chains
The mean square displacement (MSD) and radius of gyration (Rg) are adopted to characterize the
mobility of polymer molecules and chains, which are calculated by Equations (2) and (3) respectively,
MSD = 6t〈
∣∣∣ri(t) − ri(0)∣∣∣2〉 (2)
In the equation, ri(t) and ri(0) represent the position vectors of the first atom at time t and
zero, respectively.
Rg =
√
1
M
∑
i
mi(ri − rcm)2 (3)
where M is the total mass of the polymer chains in the simulation system and rcm is the center-of-mass
position of the chains. It is assumed that a plurality of chain units is contained in a polymer chain.
The mass of each chain unit is mi and ri is the distance of an atom to the center-of-mass position of a
single chain.
2.4. Interfacial Bonding Energy
The chemical bonding theory was adopted to study the fiber–PP interface of composites in order
to explore how the interactions between molecules affect the formation of interface. The value of the
interface energy was used to assess the interfacial bonding strength. High energy values indicate strong
interfacial adsorption and stable structure. The interfacial energy was calculated by the following
Equation (4):
Einterfacial = −Einter = −
(
EGFRP −
(
Epolymer + Efiber
))
(4)
where Einterfacial is the interfacial energy of virgin fiber–matrix interface, while EGFRP, Epolymer and
Efiber are the energy of the whole system, polymer, and E-glass fiber box, respectively.
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2.5. Interfacial Fracture Energy
Interfacial fracture energy is defined as the difference in energy of fiber–PP interface between the
adhesive states and detachment state [20], as follows:
Efracture =
Eadhesivetotal − Edetachmenttotal
Acontact
(5)
where Eadhesivetotal and E
detachment
total denote the total energy of composites system at adhesive state and
detachment state, respectively. The total energy of adhesive state can be obtained through Equation (4).
Acontact indicates the effective contact area between polymer and fiber layer. The difference in energy
between two states was divided by the effective contact area, which is to convert the interfacial fracture
from a unit of kcal/mol to J/m2.
2.6. Damage Evolution at the Microscopic Scale
To evaluate the temperature and strain rate dependence of the damage growth in glass fiber/PP
composites, the damage analysis was conducted at the microscopic scale. In terms of ply level, it is
assumed that the damage events are composed of matrix crack, fiber–matrix interface debonding and
fiber breakage [31]. Generally, the fiber damage leads to ultimate failure of composites. The damage
events of matrix crack and fiber–matrix interface debonding are related to the ply damage evolution.
The microscopic damage was quantified by the density reduction of the glass fiber/PP composites
system during tensile loading. The damage scalar variable D(t) is proposed as
D(t) = 1− ρ(t)
ρ0
(6)
where t is the loading time; ρ0 and ρ(t) are the density of virgin and damaged glass fiber/PP composites,
respectively.
3. Results and Discussion
The results obtained from MD simulations are given here, including the interfacial mechanical
response of the fiber–PP interface, interfacial characteristics, interfacial bonding energy, fracture energy,
and damage evoluation law under different loading temperatures and strain rates.
3.1. Interfacial Mechanical Response
3.1.1. Temperature Effect
Figure 4 presents the stress–strain curves for the separation between glass fiber and PP under the
loading temperatures ranging from 250 to 403 K. All curves comprise two basic regions, namely, a
limited linear elastic region in an initial stage followed by yield and a softening region. The interfacial
strength decreases slightly with increasing temperature. At 403 K the interfacial strength decreases
to approx. 22% of that at 250 K. The previous studies reported that the reduction in the interfacial
strength at the fiber–matrix interface is caused by the decrease in mechanical properties of matrix and
the relaxation of static friction at the interface [16,32,33]. The static friction is influenced by the residual
stress caused by the mismatch in thermal properties and Poisson’s ratio between fiber and matrix.
To explore the influence of residual stress on the interfacial strength, the residual stress at the fiber–PP
interface was calculated at different temperatures, as shown in Figure 5. It can be seen that loading
temperature has a weak influence on the residual stress at the glass fiber–PP interface. Therefore, it can
conclude that the decrease in the mechanical properties of PP is primarily responsible for the changes
in interfacial strength at elevated temperatures.
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A function was proposed in our previous work [27] to assess the dependence of mechanical
properties of bulk glass fiber/PP composites on loading temperature, which is in the range of from
room temperature (reference temperature) to 90 ◦C. It was written as
M(T) = M(T0) ×
(
Tm − T
Tm − T0
)n
(7)
where M(T0) is the mechanical properties at the reference temperature T0; M(T) is the mechanical
properties at elevated temperature T; Tm is the melting temperature of matrix. As seen in Figure 6,
Equation (7) can also give a good description on the decaying tendency of the interfacial strength of the
glass fiber–PP interface at the atomic scale. The interfacial shear strength at the glass fiber–PP interface
was measured by the single fiber fragmentation test in our previous work [27]. It can be found that
the orders of the experimentally-obtained interfacial strength and numerically-obtained interfaical
strength are in good agreement. However, qualitatively, the reduction in interfacial strength of the
fiber–PP interface at elevated temperatures deviates most from that observed in experiments. To be
specific, at 363K, the interfacial strength obtained experimentally decreases to approximately 71% of
that at 298 K. The significant gap between the MD simulation and experimental results in interfacial
strength is probably caused by different loading mode. This aspect will be further investigated in
future studies.
Polymers 2019, 11, x FOR PEER REVIEW 8 of 18 
 
where M(T଴) is the mechanical properties at the reference temperature 𝑇଴; 𝑀(𝑇) is the mechanical 
properties at elevated temperature 𝑇; 𝑇௠ is the melting temperature of matrix. As seen in Figure 6, 
Equation (7) can also give a good description on the decaying tendency of the interfacial strength of 
the glass fiber–PP interface at the atomic scale. The interfacial shear strength at the glass fiber–PP 
interface was measured by the single fiber fragmentation test in our previous work [27]. It can be 
found that the orders of the experimentally-obtained interfacial strength and numerically-obtained 
interfaical strength are in good agreement. However, qualitatively, the reduction in interfacial 
strength of the fiber–PP interface at elevated temperatures deviates most from that observed in 
experiments. To be specific, at 363K, the interfacial strength obtained experimentally decreases to 
approximately 71% of that at 298 K. The significant gap between the MD simulation and experimental 
results in interfacial strength is probably caused by different loading mode. This aspect will be further 
investigated in future studies. 
 
Figure 4. Tensile stress-strain curves of glass fiber/PP composites at different loading temperatures. 
 
Figure 5. Interfacial residual stress variation during tensile deformation at different loading 
temperatures. 
Figure 4. Tensile stress-strain curves of glass fiber/PP co posites at different loading te peratures.
Polymers 2019, 11, 1766 9 of 18
Polymers 2019, 11, x FOR PEER REVIEW 8 of 18 
 
where M(T଴) is the mechanical properties at the reference temperature 𝑇଴; 𝑀(𝑇) is the mechanical 
properties at elevated temperature 𝑇; 𝑇௠ is the melting temperature of matrix. As seen in Figure 6, 
Equation (7) can also give a good description on the decaying tendency of the interfacial strength of 
the glass fiber–PP interface at the atomic scale. The interfacial shear strength at the glass fiber–PP 
interface was measured by the single fiber fragmentation test in our previous work [27]. It can be 
found that the orders of the experimentally-obtained interfacial strength and numerically-obtained 
interfaical strength are in good agreement. However, qualitatively, the reduction in interfacial 
strength of the fiber–PP interface at elevated temperatures deviates most from that observed in 
experiments. To be specific, at 363K, the interfacial strength obtained experimentally decreases to 
approximately 71% of that at 298 K. The significant gap between the MD simulation and experimental 
results in interfacial strength is probably caused by different loading mode. This aspect will be further 
investigated in future studies. 
 
Figure 4. Tensile stress-strain curves of glass fiber/PP composites at different loading temperatures. 
 
Figure 5. Interfacial residual stress variation during tensile deformation at different loading 
temperatures. 
Figure 5. Interfacial residual stress variation during tensile deformation at different loading temperatures.Polymers 2019, 11, x FOR PEER REVIEW 9 of 18 
 
 
Figure 6. The interfacial strength as a function of loading temperature. 
3.1.2. Strain Rate Effect 
Figure 7 shows the stress–strain curves for glass fiber/PP composites system at 298 K with the 
strain rates of 1 × 1011 s−1, 2 × 1011 s−1, 3 × 1011 s−1, and 4 × 1011 s−1. The stress–strain curves at different 
strain rates exhibit the same trend with the curves in Figure 4. The yield stress and elastic modulus 
increase with strain rate. The interfacial strengths obtained from the MD simulations are plotted in 
Figure 8. Interestingly, the interfacial strength can be well fitted with Equation (8), which is usually 
used to evaluate the strain rate effects on the macromechanical properties of glass fiber/PP 
composites. These trends are as expected and agree qualitatively with the experimental and 
computational theoretical results [12,34]. 
𝑀(𝜀ሶ) = 𝛼 + 𝛽 ∗ ൬ 𝜀𝜀ଵሶ ൰
ሶ ఊ
 (8) 
where 𝑀 and 𝜀ሶ are the overall mechanical properties and strain rate, respectively. 𝛼, 𝛽 and 𝛾 are 
material constants, which can be determined through numerical fitting of MD data. 𝜀ሶଵ indicates the 
strain rate at a reference state. In present study, the strain rate of 1 × 1011 s−1 was chosen as the reference 
state. 
Figure 6. The interfacial strength as a function of loading te perature.
3.1.2. Strain Rate Effect
Figure 7 shows the stress–strain curves for glass fiber/PP composites system at 298 K with the
strain rates of 1 × 1011 s−1, 2 × 1011 s−1, 3 × 1011 s−1, and 4 × 1011 s−1. The stress–strain curves
at different strain rates exhibit the same trend with the curves in Figure 4. The yield stress and
elastic modulus increase with strain rate. The interfacial strengths obtained from the MD simulations
are plotted in Figure 8. Interestingly, the interfacial strength can be well fitted with Equation (8),
which is usually used to evaluate the strain rate effects on the macromechanical properties of glass
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fiber/PP composites. These trends are as expected and agree qualitatively with the experimental and
computational theoretical results [12,34].
M
( .
ε
)
= α+ β ∗
.(
ε
.
ε1
)γ
(8)
where M and
.
ε are the overall mechanical properties and strain rate, respectively. α, β and γ are material
constants, which can be determined through numerical fitting of MD data.
.
ε1 indicates the strain rate
at a reference state. In present study, the strain rate of 1 × 1011 s−1 was chosen as the reference state.Polym rs 2019, 11, x FOR PEER REVIEW 10 of 18 
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3.2. Interfacial Characteristics
The influence of loading temperature and strain rate on the MSD and change of Rg for PP
molecules were investigated, which are illustrated in Figures 9 and 10, respectively. The total MSD
increases slightly with increasing temperature because PP atoms posses enhanced thermal motion at
elevated temperatures, as shown in Figure 9a. This trend corresponds well with a previous simulation
study [35]. Meanwhile, the accelerated movements result in the increase of Rg, as demonstrated by the
changes of Rg in Figure 10a.
At the temperature of 298 K, the total MSD of PP molecules increases with increasing strain rate,
as shown in Figure 9b. When the strain rate is higher, PP molecules do not have enough time to relax
to fit the large deformation so that PP molecules possess higher MSD. This also can explain that the
change of Rg is more obvious at a higher strain rate in Figure 10b.Polymers 2019, 11, x FOR PEER REVIEW 11 of 18 
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The interfacial fracture energy is assumed to be an indicator of the bonding strength between
the glass fiber and PP. The influence of loading conditions on the interfacial fracture energy of glass
fiber/PP composites is illustrated in Figure 11. As shown in Figure 11a, the loading temperature has a
significant influence on the interfacial fracture energy of glass fiber/PP composites, which deceases
with increasing loading temperature. The interfacial fracture energy at the 250 K case is the highest,
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followed by the 298 K case. At the loading temperature of 403 K, the fracture energy decreases to
approximately 59.7% of that at 250 K. It indicates that the glass fiber–PP interface is deteriorated after
the composites are exposed to elevated temperatures, which agrees well with the results reported by
the previous studies [27,36].
Figure 11b gives the interfacial fracture energy of glass fiber/PP composites under different strain
rates. It can be found that increasing strain rate contributes to a remarkable increase in the fracture
energy, which shows the same tendency with the interfacial strength varying in strain rate. Specifically,
the fracture energy at the strain rate of 4 × 1011 s−1 is increased by 147% compared to that at the strain
rate of 1 × 1011 s−1. It can be understood that the atoms at high strain rate are less relaxed thus more
energies are needed for the final fracture of composites.Polymers 2019, 11, x FOR PEER REVIEW 12 of 18 
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3.3. Damage Mechanisms
Figure 12 indicate the configuration evolution of the glass fiber/PP material system at different
tensile strains (1.0%, 7.1%, 20%, 50%, and 100%), in which the loading temperature of 298 K and the
strain rate of 2 × 1011 s−1 case is employed for demonstration. The yield strain for this case is 7.1%.
As shown in Figure 12, before the yield strain, the glass fiber–PP interface is relatively strong and the
whole system stays stable. After the yield strain, the initial matrix crack can be found at the loading
strain of 20%. With the further loading, the obvious cracks and rupture occur in the material system at
the strain of 50%. Then, the crack become larger with the increase of strain until the interfacial fracture.
As illustrated in Section 2.6, the damage variable is employed to describe the damage evolution of
glass fiber/PP material systems. The density profile of the glass fiber–PP interface at different loading
temperatures and strain rates are given in supplementary material S1. According to Equation (6), the
damage variables of the glass fiber/PP material system during tensile process were calculated, which
are listed in Figure 13a,b. Moreover, the damage variable varying in loading time can be fitted by the
Weibull function for all the loading cases. It indicates that the damage events in glass fiber/PP material
systems at the micro level are of great randomness, which shows the same tendency with that in bulk
composites at macro level. However, different from the strain rate, the loading temperature has no
influence on the damage variable of the material system. It is probably because the accelerated thermal
motion results in the higher local density in the interfacial region although the fiber–matrix interface is
weak at elevated temperatures.
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Figure 14 gives snapshots of the deformation of the glass fiber/PP material system at the final strain
of 100% nder various loading temperatures. As can be seen, ll the glass fiber/PP material system w s
damaged at the i terfacial area regardless of the loading temperature. When the loading temperature
is lower (250 K and 298 K), the adhesive failure and c hesive failure can be obs rved. However, at
elevated temperatures, the cohesive failure is the primary fracture event. This behavior suggests that
there is a competition betw en th failure m chanism and t weakening effect induced by elevated
temp ratures, which re same with the conclusions obtained from [13,36]. Elevat d temperatures an
ring about the reduction in matrix properties and interfacial trength t the glass fiber–PP interface.
The cohesive failure occurred at elevated temper tures can be attributed to the weak strength of PP
compared with that of the glass fiber–PP interface.
The snapshots of the deformation f t l ss fiber/ material system at the final strain of
100% under various strain rates re sh wn in Figure 15. It was reported that the tr nsverse tensile
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failure mode of unidirectional CFRTCs changes from matrix failure-dominant mode to interface
failure-dominant mode with an increase of applied strain rate [37,38]. Our simulation results obtained
the same conclusion. To be specific, at the strain rates of 1 × 1011 s−1 and 2 × 1011 s−1, the damage
events are composed of PP rupture and glass fiber–PP interface debonding. While, with increasing
strain rate, the primary failure mode is adhesive failure (Figure 15c,d). The reference reported by
Pegoretti et al. has demonstrated that the shear strength at the glass fiber–matrix interface increases
with strain rate [19], thus it can conclude that the strain rate dependency of PP is more pronounced
than that of the glass fiber–PP interface. These findings are quite close to our earlier experimental
results [12].Polymers 2019, 11, x FOR PEER REVIEW 14 of 18 
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Figure 15. Snapshots of the deformation of the glass fiber/PP material system at the final strain of 100%
at various strain rates with the loading temperature of 298 K.
Figure 16a,b displays the potential energy change versus tensile strain for the glass fiber–PP
interface at the loading temperatures of 250 K and 403 K with the strain rate of 2× 1011 s−1. As mentioned
in Section 2.1.2, the potential energies are composed of bond stretching energy (Ebond), angle bending
energy (Eangle), torsion potential energy (Edihedral), and non-bonded interaction energy (Enon−bonded).
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As shown, both the bond energy and angle energy exhibit an insignificant decrease with increasing
tensile strain. The torsion energy experiences a negligible change during tensile process. It can also
be observed that the non-bonded energy sharply increases after the yield strain due to breaking
the non-bonded interactions between the chains. Furthermore, loading temperature has no obvious
influence on the energy evolution curves of material system. The non-bonded interaction energy is
responsible for the cohesive failure of the glass fiber/PP composites system under the tensile loading in
the loading temperature ranges from 250 to 403 K.Polymers 2019, 11, x FOR PEER REVIEW 15 of 18 
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and strain rates under uniaxial tensile loading. The obtained results were consistent with our 
previous experimental studies. The main conclusions of this work are as follows. 
The interfacial strength and fracture energy at the glass fiber–PP interface decrease with 
increasing loading temperature, which is caused by the reduction in the mechanical properties of PP. 
However, qualitatively, the reduction in the interfacial strength of the fiber–PP interface at the 
elevated temperatures deviates most from that observed in experiments. It is probably due to the 
Figure 16. Potential energy decompositions of tensile process for the glass fiber/PP material system
under the loadi g temperatur f (a) 250 K and (b) 403 K.
Figure 17a,b shows the variation in internal energy as a function of strain rate for the glass fiber/PP
material system at the loading temperature of 298 K. The non-bonded interaction energy plays a crucial
role during the tensile deformation of the aterial system regardless of strain rate. With increasing
strain rate, the changes in the non-bonded interaction energy is relative larger. This is because for the
interface failure at high strain rate, both the non-bonded interactions between the oriented chains at the
interface and interfacial non-bonded interactions need be failed in addition to non-bonded interactions
between the chains in the matrix region.
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4. Conclusions
In the present study, MD simulations were employed to study the interfacial mechanical behavior
and failure mechanism of a glass fiber–PP interface under various loading temperatures and strain rates
under uniaxial tensile loading. The obtained results were consistent with our previous experimental
studies. The main conclusions of this work are as follows.
The interfacial strength and fracture energy at the glass fiber–PP interface decrease with increasing
loading temperature, which is caused by the reduction in the mechanical properties of PP. However,
qualitatively, the reduction in the interfacial strength of the fiber–PP interface at the elevated
temperatures deviates most from that observed in experiments. It is probably due to the different
loading modes adopted in experiment and MD simulations. This aspect will be further investigated in
future studies.
At higher strain rate, the atoms are less relaxed, thus more fracture energies are needed for the
final fracure, resulting in the higher interfacial strength at the glass fiber–PP interface.
It is demonstrated that the initial damage of the fiber–PP interface occurs randomly. The damage
evolution with loading time for all the cases followes the Weibull distribution, which shows the same
tendency with that in bulk composites at macro level.
The non-bonded interaction energy plays a crucial role during the tensile deformation of the
glass fiber–PP interface. There is a competition between the failure mechanism and the weakening
effect (enhanced effect) induced by elevated temperatures (strain rate). At elevated temperatures, the
cohesive failure is a primary damage event due to the weak strength of PP compared with that of the
glass fiber–PP interface. However, at a higher strain rate, the primary failure mode is interfacial failure
because the strain rate dependency of PP is more pronounced than that of the glass fiber–PP interface.
Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4360/11/11/1766/s1,
Figure S1: the density profile of glass fiber–PP interface at different loading temperatures; Figure S2: the density
profile of glass fiber–PP interface at different strain rates.
Author Contributions: Conceptualization, Z.Z., D.D.; methodology, investigation and writing. Z.Z., C.C. and
M.Z.; original draft preparation, Z.Z. and M.Z.; supervision, B.J. and Z.Z.
Funding: This work was funded by the National Natural Science Foundation of China (51905552).
Acknowledgments: The authors would like to acknowledge the insightful comments from the reviewers during
the peer-review process.
Conflicts of Interest: The authors declare no conflict of interest.
References
1. Berardi, V.P.; Perrella, M.; Feo, L.; Cricrì, G. Creep behavior of GFRP laminates and their phases:
Experimental investigation and analytical modeling. Compos. Part B Eng. 2017, 122, 136–144. [CrossRef]
2. Thomason, J.L. The influence of fibre length and concentration on the properties of glass fibre reinforced
polypropylene: 7. Interface strength and fibre strain in injection moulded long fibre PP at high fibre content.
Compos. Part A Appl. Sci. Manuf. 2007, 38, 210–216. [CrossRef]
3. Van de Velde, K.; Kiekens, P. Thermoplastic polymers: Overview of several properties and their consequences
in flax fibre reinforced composites. Polym. Test. 2001, 20, 885–893. [CrossRef]
4. Hufenbach, W.; Gude, M.; Böhm, R.; Zscheyge, M. The effect of temperature on mechanical properties
and failure behaviour of hybrid yarn textile-reinforced thermoplastics. Mater. Des. 2011, 32, 4278–4288.
[CrossRef]
5. Brown, K.A.; Brooks, R.; Warrior, N.A. The static and high strain rate behaviour of a commingled
E-glass/polypropylene woven fabric composite. Compos. Sci. Technol. 2010, 70, 272–283. [CrossRef]
6. Rafiee, M.; Nitzsche, F.; Laliberte, J.; Thibault, J.; Labrosse, M.R. Simultaneous reinforcement of matrix and
fibers for enhancement of mechanical properties of graphene-modified laminated composites. Polym. Compos.
2018, 40, E1732–E1745. [CrossRef]
Polymers 2019, 11, 1766 17 of 18
7. Rafiee, M.; Nitzsche, F.; Laliberte, J.; Hind, S.; Robitaille, F.; Labrosse, M.R. Thermal properties of doubly
reinforced fiberglass/epoxy composites with graphene nanoplatelets, graphene oxide and reduced-graphene
oxide. Compos. Part B Eng. 2019, 164, 1–9. [CrossRef]
8. Houshyar, S.; Shanks, R.A. Morphology, Thermal and Mechanical Properties of Poly(propylene) Fibre-Matrix
Composites. Macromol. Mater. Eng. 2003, 288, 599–606. [CrossRef]
9. Zhang, W.; Deng, X.; Sui, G.; Yang, X. Improving interfacial and mechanical properties of carbon
nanotube-sized carbon fiber/epoxy composites. Carbon 2019, 145, 629–639. [CrossRef]
10. Flore, D.; Stampfer, B.; Wegener, K. Experimental and numerical failure analysis of notched
quasi-unidirectional laminates at room temperature and elevated temperature. Compos. Struct. 2017,
160, 128–141. [CrossRef]
11. Puck, A.; Schurmann, H.J.C.S. Failure analysis of FRP laminates by means of physically based
phenomenological models. Compos. Sci. Technol. 1998, 58, 1633–1662. [CrossRef]
12. Zhai, Z.; Jiang, B.; Drummer, D. Strain rate-dependent mechanical behavior of quasi-unidirectional E-glass
fabric reinforced polypropylene composites under off-axis tensile loading. Polym. Test. 2018, 69, 276–285.
[CrossRef]
13. Zhai, Z.; Jiang, B.; Drummer, D. Temperature-dependent response of quasi-unidirectional E-glass fabric
reinforced polypropylene composites under off-axis tensile loading. Compos. Part B Eng. 2018, 148, 180–187.
[CrossRef]
14. Shokrieh, M.M.; Omidi, M.J. Tension behavior of unidirectional glass/epoxy composites under different
strain rates. Compos. Struct. 2009, 88, 595–601. [CrossRef]
15. Ou, Y.; Zhu, D.; Zhang, H.; Yao, Y.; Mobasher, B.; Huang, L. Mechanical properties and failure characteristics
of CFRP under intermediate strain rates and varying temperatures. Compos. Part B Eng. 2016, 95, 123–136.
[CrossRef]
16. Thomason, J.L.; Yang, L. Temperature dependence of the interfacial shear strength in glass–fibre polypropylene
composites. Compos. Sci. Technol. 2011, 71, 1600–1605. [CrossRef]
17. Ohsawa, T.; Nakayama, A.; Miwa, M.; Hasegawa, A. Temperature dependence of critical fiber length for
glass fiber-reinforced thermosetting resins. J. Appl. Polym. Sci. 1978, 22, 3203–3212. [CrossRef]
18. Yang, L.; Thomason, J.L. Interface strength in glass fibre–polypropylene measured using the fibre pull-out
and microbond methods. Compos. Part A Appl. Sci. Manuf. 2010, 41, 1077–1083. [CrossRef]
19. Pegoretti, A.; Fambri, L.; Migliaresi, C. Interfacial stress transfer in nylon-6/E-glass microcomposites: Effect of
temperature and strain rate. Polym. Compos. 2000, 21, 466–475. [CrossRef]
20. Niuchi, T.; Koyanagi, J.; Inoue, R.; Kogo, Y. Molecular dynamics study of the interfacial strength between
carbon fiber and phenolic resin. Adv. Compos. Mater. 2017, 26, 569–581. [CrossRef]
21. Koyanagi, J.; Itano, N.; Yamamoto, M.; Mori, K.; Ishida, Y.; Bazhirov, T. Evaluation of the mechanical
properties of carbon fiber/polymer resin interfaces by molecular simulation. Adv. Compos. Mater. 2019.
[CrossRef]
22. Tam, L.-H.; Zhou, A.; Wu, C. Nanomechanical behavior of carbon fiber/epoxy interface in hygrothermal
conditioning: A molecular dynamics study. Mater. Today Commun. 2019, 19, 495–505. [CrossRef]
23. Tam, L.-H.; Lau, D.; Wu, C. Understanding interaction and dynamics of water molecules in the epoxy via
molecular dynamics simulation. Mol. Simul. 2019, 45, 120–128. [CrossRef]
24. Shubhra, Q.T.H.; Alam, A.; Quaiyyum, M.A. Mechanical properties of polypropylene composites: A review.
J. Compos. Mater. 2011, 26, 362–391. [CrossRef]
25. Stoffels, M.T.; Staiger, M.P.; Bishop, C.M. Reduced interfacial adhesion in glass fibre-epoxy composites due
to water absorption via molecular dynamics simulations. Compos. Part A Appl. Sci. Manuf. 2019, 118, 99–105.
[CrossRef]
26. Garofalini, S.H. A molecular dynamics simulation of the vitreous silica surface. J. Chem. Phys. 1983, 78,
2069–2072. [CrossRef]
27. Zhai, Z.; Gröschel, C.; Drummer, D. Tensile behavior of quasi-unidirectional glass fiber/polypropylene
composites at room and elevated temperatures. Polym. Test. 2016, 54, 126–133. [CrossRef]
28. Zhou, M.; Xiong, X.; Drummer, D.; Jiang, B. Interfacial interaction and joining property of direct
injection-molded polymer-metal hybrid structures: A molecular dynamics simulation study. Appl. Surf. Sci.
2019, 478, 680–689. [CrossRef]
Polymers 2019, 11, 1766 18 of 18
29. Iwasaki, T.; Miura, H. Molecular dynamics analysis of adhesion strength of interfaces between thin films.
J. Mater. Res. 2001, 16, 1789–1794. [CrossRef]
30. LAMMPS Molecular Dynamics Simulation. Available online: http://lammps.sandia.gov/ (accessed on
16 March 2018).
31. Ladeveze, P.; LeDantec, E. Damage modelling of the elementary ply for laminated composites.
Compos. Sci. Technol. 1992, 43, 257–267. [CrossRef]
32. Kim, K.-Y.; Ye, L. Influence of Matrix and Interface on Transverse Mechanical Properties of CF–PEI
Thermoplastic Composites at Elevated Temperatures. J. Reinf. Plast. Compos. 2005, 24, 429–445. [CrossRef]
33. Pegoretti, A.; Della Volpe, C.; Detassis, M.; Migliaresi, C.; Wagner, H.D. Thermomechanical behaviour of
interfacial region in carbon fibre/epoxy composites. Compos. Part A Appl. Sci. Manuf. 1996, 27, 1067–1074.
[CrossRef]
34. Sun, Q.; Meng, Z.; Zhou, G.; Lin, S.-P.; Kang, H.; Keten, S.; Guo, H.; Su, X. Multi-scale computational
analysis of unidirectional carbon fiber reinforced polymer composites under various loading conditions.
Compos. Struct. 2018, 196, 30–43. [CrossRef]
35. Li, J.; Zhao, J.; Ren, P.; Dong, H.; Meng, B.; Hu, S. Effects of temperature, strain rate and molecule length on
the deformation of graphene/polyethylene composites: A molecular dynamics simulation. Chem. Phys. Lett.
2019, 726, 39–45. [CrossRef]
36. Vieille, B.; Aucher, J.; Taleb, L. Comparative study on the behavior of woven-ply reinforced thermoplastic or
thermosetting laminates under severe environmental conditions. Mater. Des. 2012, 35, 707–719. [CrossRef]
37. Koyanagi, J.; Sato, Y.; Sasayama, T.; Okabe, T.; Yoneyama, S. Numerical simulation of strain-rate dependent
transition of transverse tensile failure mode in fiber-reinforced composites. Compos. Part A Appl. Sci. Manuf.
2014, 56, 136–142. [CrossRef]
38. Sato, M.; Shirai, S.; Koyanagi, J.; Ishida, Y.; Kogo, Y. Numerical simulation for strain rate and temperature
dependence of transverse tensile failure of unidirectional carbon fiber-reinforced plastics. J. Compos. Mater. 2019.
[CrossRef]
© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).
